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(54) Purification system for diesel engine exhaust gases 



(57) The invention relates to a system for the purifi- 
cation of diesel engine exhaust gases, the system being 
maintenance-free and comprising a first honeycomb 
catalyst (3) and a second honeycomb catalyst (5) fitted 
downstream of the first honeycomb catalyst in the flow 
direction of the exhaust gases, both of which honey- 
combs (3, 5) contain a catalyst material active for the 
selective reduction of nitrogen oxides, the formation of 
N0 2 , and the oxidation of hydrocarbons, carbon monox- 
ide and hydrogen, and the system having additionally 
one or more of the following features, by means of which 
the combustion of soot and the reduction of nitrogen 
oxides are further promoted: 



(i) a bypass channel (4) by means of which a por- 
tion of the exhaust gases is directed past the first 
catalyst to the second catalyst, 

(ii) the cell density of the first honeycomb catalyst 
(3) is higher than the cell density of the second hon- 
eycomb catalyst (5). 

(iii) at least one of the honeycombs contains a com- 
pound which binds soot and/or sulphur oxides 
and/or nitrogen oxides. 
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Description 

[0001] The present invention relates to a purification system for diesel engine exhaust gases and a method for the 
purification of diese! engine exhaust gases. 

5 [0002] The diesel engine is clearly more fuel efficient than the gasoline engine, in particular in heavy-duty vehicles, 
and the technology of diesel engines (turbo direct injection, TDI) has in recent years developed to such a level that their 
performance is competitive as compared with conventional gasoline-powered passenger cars. Emission limits are rap- 
idly being tightened in steps in Europe, the United States and Japan. Emissions are measured with different driving 
cycles in passenger cars and in trucks. In Europe, transient passenger-car test cycles simulating actual driving (MVEG- 

10 B) emphasize city driving, and the cycles for heavy-duty vehicles are being changed from the former 13-step steady- 
state cycle to a transient cycle (European Transient Cycle). In present-day passenger-car and truck targets, a decrease 
is required, in particular in the emissions of NO x and of particles. The emission limits for particles and NO x will be 
halved with the transfer from the Euro 3 (year 2000) to the Euro 4 (year 2005): particles from 0.05 g/km to 0.025 g/km, 
and NO x from 0.50 g/km to 0.25 g/km. The technical problem in terms of operation is the low temperature of diesel 

15 exhaust gases and their low concentration of hydrocarbons (HC) in proportion to their NO x concentration. In exhaust 
gases containing an excess of oxygen, only hydrocarbons have some degree of selectivity for the reduction of nitrogen 
oxides. Carbon monoxide and hydrogen rather react with oxygen. With a conventional 4-way catalyst, a NO x conversion 
of approximately 5-10 % and a particle conversion of approximately 20-35 % are attained, an operating level which in 
many cases is not sufficient for the Euro 4 requirements. The other unburned emissions in exhaust gas (carbon mon- 

20 oxide and hydrogen) are hardly capable of reducing NO x in lean exhaust gases. Gaseous emissions (HC, CO) are nor- 
mally purified with a conversion of over 70 % in a good 4-way or oxidation catalyst (Pt and/or Pd catalyst). Since the 
temperature of the catalyst is a critical factor in diesel vehicles, the catalyst is often installed as close to the engine as 
possible (CC=Close Coupled) instead of conventional installation under the body (UF=Under Floor). The temperature 
difference in the different positions may be more than 30-50 °C. 

25 [0003] The particles in diesel engine exhaust gases are composed of solid carbon (C) and of hydrocarbons, sul- 
phates, water and inorganic compounds (ashes, metal salts) derived from the fuel or the lubricant. The hydrocarbons 
are oxidised to water and carbon dioxide with a conversion of up to 80-90 % with a normal active catalyst. 
[0004] The reduction of nitrogen oxides has been promoted by the injection of fuel or reduction agent into the 
exhaust pipe system or the cylinder. After-injection of diesel fuel into the cylinders is controlled by the vehicle's own con- 

30 trol system, but injection into the exhaust pipe system, at a point upstream of the catalyst, requires a separate control 
system of its own. Injection into the cylinders has the advantage that in that case the temperature is under low engine 
loads (catalyst temperature below 300 °C) sufficiently high for the cracking of the fuel hydrocarbons to a form more 
advantageous for reduction. Fuel after-injected into the cylinder under high loads may, however, largely burn entirely. 
After-injected fuel decreases NO x emissions also thermally, since the combustion chamber contains locally and 

35 momentarily richer gas mixtures. By means of fuel injection, conversions of approximately 20-30 % have been attained 
within a temperature range of 200-300 °C. In passenger cars the temperature of the exhaust gas immediately down- 
stream of the engine is usually 150-250 °C in city driving and 250-350 °C in highway driving. For this reason, catalysts 
containing Pt as the active component are usually employed in these targets. Different hydrocarbons and different cat- 
alyst compositions have operating windows at different temperatures. For this reason, there are often used multi-block 

40 catalysts by means of which the operating window can be expanded. By the use of an Ag catalyst upstream and a Pt 
catalyst downstream, the operating window can be expanded significantly, to a range of 200-600 °C (EP 0682 975 A1). 
However, high-temperature catalysts require the use of a very high amount of reducing agent, which is in practice not 
possible in diesel cars during driving. 

[0005] There have also been disclosed systems of two catalysts, wherein the first NO x catalyst is located close to 
45 the engine and its operating window is within the range of 200-300 °C (WO 98/39083). The second catalyst is further 
away from the engine, and a bypass is arranged for it over the 1 st catalyst by leaving a portion of the channels of the 1 st 
catalyst without a coating. A corresponding option is a system in which the exhaust gases from three cylinders are 
directed to a first catalyst and the exhaust gases from one cylinder are directed to a second catalyst (DE 197 22 147 
A1 ). Flow dynamics have also been used for arranging a bypass in a controlled way via different parts of a honeycomb 
so (Fl 963667). In options of this type, the combustion of soot cannot be promoted very much, the quantity of reducing 
agents is low, especially under higher loads, and in spite of the bypass it remains even lower in the second catalyst. The 
operating window of the catalysts has also been optimised by using liquid cooling in the catalyst, whereby the catalyst 
temperature can be maintained at the desired level (WO 96/16256). 

[0006] For the filtration of particles there have been developed various filters, but they cannot be used for long peri- 
55 ods without regeneration, i.e. without the removal of the accumulated particles. Furthermore, unburned ashes block the 
filters and thus they are not maintenance-free. It is difficult to oxidise solid soot particles, since their thermal combustion 
requires an air temperature of over 600 °C. The amount of inorganic compounds is relatively low, and it is desirable that 
they pass unchanged through the catalyst system. The sulphates in the exhaust gas are derived from the sulphur of the 
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fuel and the lubricant; the sulphur oxidises to S0 2 and to S0 3 , which forms sulphate in the catalyst and the particles. 
The formation of sulphates can be lowered by lowering the sulphur content in the fuel or by selecting the composition 
of the catalyst to be such that the S0 2 present in the exhaust gas oxidises as little as possible. A high Pt content in the 
catalyst and a temperature within the range of 350-450 °C increase the formation of sulphates. Even if the fuel used 

5 contains sulphur only 50 ppm, the formation of sulphates is a problem momentarily and in the long range. There have 
also been presented complicated particle filter methods regenerating from ashes and inorganic material, but in them it 
is necessary to resort to a double channel system and a very complicated control system (EP 0703 352 A3). 
[0007] For the filtration and combustion of soot in diesel exhaust gases there have been developed various filters 
and alternatives for their regeneration: flame burners, electric heating and catalyst-containing additives in the fuel. The 

10 filters involve the problems of their high price, low mechanical strength and regeneration. Burners involve the problems 
of their high price, control and deteriorating effect on the filter. Electric regeneration is often ineffective if the soot parti- 
cles are not directly on the surface of the resistors. Both when burners and when electric heating are used it is neces- 
sary to use an excess of heat in order to cause all of the soot to burn, which increases the consumption of fuel. Their 
mechanical implementation is often also problematic. The catalyst materials added to the fuel are dispersed on the soot 

15 surface, but most of the metal emissions (V, Ce, Fe) to be considered detrimental come out of the exhaust pipe or 
remain permanently in the filter. Filters also involve the problem of the removal of incombustible compounds (inorganic 
compounds, ashes). 

[0008] For the combustion of soot in a filter there has also been presented an option made up of a Pt-containing 
oxidation catalyst and a subsequent filter (US 4 902 487), in which soot in the filter is burned with the help of the N0 2 

20 formed in the oxidation catalyst. It was also possible to add to the filter surface a catalytic metal promoting the combus- 
tion of soot. The oxidation temperature of the soot was clearly decreased as compared with combustion with oxygen. 
However, there continued to be the problem of the regeneration of the filter with respect to substances other than soot. 
[0009] The combustion of soot is also a problem in cases in which the temperature of the exhaust gas in normal 
driving situations is very low (<250 °C). Inorganic soot and sulphates accumulate permanently in the filters, and thus a 

25 passive method such as this does not work. 

[0010] In another option (EP 0835684 A2) of a corresponding type there is used a combination of two successive 
honeycombs wherein the first, a Pt-containing, low cell density honeycomb, forms N0 2 and the second one collects and 
burns soot. The second catalyst could also be an oxidation/deNO x catalyst. In this case very small quantities of reduc- 
ing agents arrive at the second catalyst, since the active catalyst upstream has oxidised them almost completely and 

30 the NO x conversion remains low. Since N0 2 is formed only in the upstream honeycomb, there may at the downstream 
catalyst arise situations in which N0 2 formed in the first honeycomb does not arrive there for the reason that it is 
adsorbed there. At lower temperatures (<300 °C), large amounts of N0 2 are adsorbed in the form of nitrates to the sur- 
faces of the metal oxide based catalysts. A 2-honeycomb solution of this type does not fit close to the engine but, owing 
to the space requirement, has to be installed at a longer distance, where the temperatures in many car models are too 

35 low for the formation of N0 2 , the reduction of NO x and the combustion of soot. A honeycomb with a high cell density 
may in use also become blocked in a situation in which unburned matter has accumulated in it or the temperature is too 
low for the formation of N0 2 . NO x activity sufficient for the Euro 3 or Euro 4 emission limit is also not attained with the 
option disclosed. An option of a corresponding type is a two-catalyst system in which the cell density of the first catalyst 
is, in order to prevent the blocking of the catalyst cells, lower than that of the second catalyst (EP 0 875 667 A2). 

40 [001 1] The object of the present invention is to provide a maintenance-free system which is continuous-working in 
terms of the removal of particles and NO x and by means of which high degrees of conversion are attained in particular 
with respect to nitrogen oxides and particles. 

[0012] The invention is based on combining a system of two catalysts in a way in which the conditions are as long 
as possible favourable for the combustion of the soot present in the particles and for the reduction of nitrogen oxides, 
45 without soot accumulating permanently in the channels, and the regeneration of deposited soot or an increase in pres- 
sure loss in the catalysts does not constitute a problem. 

[0013] The principal characteristics of the invention are given in the accompanying claims. 

[0014] According to the invention there is thus provided a purification system for diesel engine exhaust gases, 
which system is maintenance-free and comprises a honeycomb-structured first catalyst and a honeycomb-structured 
so second catalyst disposed downstream of the first catalyst in the flow direction of the exhaust gases, both of the honey- 
combs having a catalyst material active for the selective reduction of nitrogen oxides, for the formation of N0 2 and for 
the oxidation of hydrocarbons, carbon monoxide and hydrogen, and which system additionally has one or more of the 
following features by means of which the combustion of soot and the reduction of nitrogen oxides are further improved: 

55 (i) a bypass channel by means of which a portion of the exhaust gases is directed past the first catalyst to the sec- 

ond catalyst, 

(ii) the cell number of the first honeycomb catalyst is higher than that of the second honeycomb catalyst, 

(iii) at least one of the honeycombs contains a compound which binds soot and/or sulphur oxides and/or nitrogen 
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oxides. 

[0015] The said honeycomb catalysts have numerous parallel flow-through channels. The honeycombs may be 
metallic or ceramic. 

5 [0016] According to the first preferred embodiment, the system according to the invention comprises the said 
bypass channel by means of which a portion of the exhaust gases is directed past the first catalyst to the second cata- 
lyst. The bypass channel can be controlled according to the nitrogen oxides and the counterpressure. Owing to the 
bypass, nitrogen oxides can be converted to harmless compounds in both catalysts. 

[0017] In this embodiment, preferably approximately 10-50 %, especially preferably approximately 20-30 %, of the 
10 total volume of the exhaust gas is directed past the first catalyst. 

[0018] The bypass of the first catalyst can be implemented by means of physical routing (by using a waste gate 
channel) and/or by means of exhaust gas flow dynamics. 

[0019] In the case of a turbo-diesel engine, the bypass of the first catalyst can be regulated and controlled by 
means of a bypass valve and bypass flow in the bypass channel of the turbine in the diesel engine. In this case the gas 
15 coming from the bypass channel can entirely or in part bypass the first catalyst The flow in the turbine bypass channel 
can be regulated by means of the normal control system of the diesel car. 

[0020] The normal turbine waste gate bypass channel is used in situations in which the engine load increases and 
the raw emissions are highest. According to the invention, this bypass channel is modified so that it also bypasses the 
first catalyst. In the situations described, it is preferable to bypass the first catalyst and to direct exhaust gas via the 
20 waste gate channel to the second catalyst. 

[0021] According to a second preferred embodiment, in the system according to the invention the cell number of 
the first honeycomb catalyst is higher than the cell number of the second honeycomb catalyst 

[0022] In this embodiment, the cell number of the first honeycomb catalyst is preferably 400 or higher than 400 cells 
per square inch (cpsi), and the cell number of the second honeycomb catalyst is preferably 400 or lower than 400 cpsi. 

25 The cell number of the first honeycomb catalyst may in this case be, for example, 400-2000 cpsi and that of the second 
honeycomb catalyst, for example, 300-400 cpsi. The purpose of the variation of the cell number is to increase the reten- 
tion time of soot in the exhaust pipes in conditions in which it can burn thermally or catalytically. By using in the first cat- 
alyst a honeycomb in which the cell number is higher than 400 cpsi it is possible to increase the retention time of soot 
in the total system, since soot adheres more easily to high cell density honeycombs. 

30 [0023] The first and second embodiments described above can be combined, in which case the system according 
to the invention comprises both a bypass channel and a high cell density first honeycomb catalyst as described above. 
It is also possible to arrange a simple bypass stream by directing the exhaust gas first to impinge against a first honey- 
comb catalyst having a high cell density and thereafter to bypass this honeycomb momentarily or continuously owing 
to an increase in the pressure loss. In this case the second honeycomb catalyst operates effectively with regard to CO, 

35 hydrocarbons and NO x . 

[0024] According to a third preferred embodiment, at least one of the honeycombs in the system according to the 
invention contains a compound which binds soot and/or sulphur oxides (sulphates) and/or nitrogen oxides (nitrates). 
Compounds suitable for this purpose include Mn, Ce, Fe, V, La, Zr, Cr, alkali metals (Na, K), Cu, Ba, Sr and, of noble 
metals, Rh. These compounds, which form more easily a contact surface with soot, promote the oxidation of soot. 

40 [0025] Often the adding of the compounds stated above to the same layer as an ordinary 4-way catalyst weakens 
the activity. For this reason it is preferable that the effective 4-way catalyst layer attached to the surface of the support 
structure is maintained as a separate layer, and the layer promoting the combustion of soot is added as a separate coal- 
ing layer on top of the 4-way catalyst. Alternatively, it is also possible to add certain soot-binding compounds, such as 
Ce, to the same layer as the active catalyst material. 

45 [0026] The said compound which binds soot and/or sulphur oxides and/or nitrogen oxides is preferably present 
together with alumina, titania, silica, zeolite, or a combination thereof. 

[0027] A system according to the invention which comprises feature (i) and/or (iii) may also include a first honey- 
comb catalyst having a cell number lower than the cell number of the second honeycomb catalyst, or first and second 
honeycomb catalysts having the same cell numbers. In the first case the cell number of the first honeycomb catalyst is 

so preferably 400 or lower than 400 cpsi and the cell number of the second honeycomb catalyst is preferably 400 or higher 
than 400 cpsi. Suitable cell number combinations include (first honeycomb + second honeycomb): 300-400 + 400-2000. 
In the second case the cell numbers of the first and second honeycomb catalysts are preferably 400 or lower than 400 
cpsi. Suitable cell number combinations include (first honeycomb + second honeycomb): 300-400 + 300-400. 
[0028] The honeycombs in a system according to the invention preferably comprise a washcoat having a large sur- 

55 face area on which the said active catalyst material is supported. Suitable washcoats include washcoats containing alu- 
mina, titania, silica and/or zeolite. 

[0029] The active catalyst material in the honeycombs of a system according to the invention is preferably a noble 
metal, such as platinum, palladium, rhodium, or a mixture thereof. An especially preferable active catalyst material for 
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the reduction of nitrogen oxides is platinum, for which the suitable charging range is approximately 1 .4-7 g/cm 3 catalyst. 
With lower Pt loadings than this, NO x activity is low. Even higher Pt loadings can be used, but they do not provide a very 
great benefit as compared with the cost increase. 

[0030] The honeycomb catalysts of a system according to the invention can be fitted in the same converter or in 
s different converters. A system of two converters may also have two or more catalyst blocks in one or both of the con- 
verters. In this way, the operating window can be optimised for different driving conditions. In a one-converter situation, 
the location of the honeycomb catalysts is preferably close to the engine (CC) or under the body (UF), and in a two- 
converter situation, the location of the first honeycomb catalyst is preferably CC and that of the second honeycomb cat- 
alyst UF. 

10 [0031] When the purpose of the honeycombs is to collect particles, the honeycombs may also be uncoated with a 
washcoat, in which case a higher cell number can be used and the soot adheres directly to the surface of the honey- 
comb material. A metal honeycomb not coated with a washcoat has stronger electrostatic properties than a ceramic 
honeycomb, and a smooth metal surface is a good contact surface for the combustion of soot. The surface of a metal 
or ceramics may have additives which speed up combustion, the metal may be, for example, entirely or in part coated 

15 with some other metal or an oxide. 

[0032] The adhering of particles to the honeycombs can be promoted by optimising the shape of the flow channels. 
The shape of the cells in the honeycombs may be round or square or contain narrow corners, in which case soot is 
caused to adhere to the corners. Materials which bind soot and/or promote combustion are preferably fbcussed at the 
"armpits" of the channels. The catalyst structure may also have flow channels in different orientations (cf. static mixers) 

20 or there may be flow baffles on the surface of the structure, whereby the adhering of particles is promoted. 

[0033] The soot, C(s), accumulated in the system can be regenerated by a thermal or catalytic reaction (g = in gas 
phase, -cat = on catalyst surface, s = in solid state): 

C(s) + N0 2 (g) -» CO x (g) + NO(g)(+N 2 (g)) >230 °C 

25 

C(s) + N0 2 -cat COx(g) + NO(g)(+N 2 (g)) >200 °C 

C(s) + 0 2 (g) -» CO x (g) >500 °C 

30 C(s) + O-cat -> CO x (g) >300°C 

[0034] Soot is also oxidised in a gas stream while moving in a flow channel, but physical or chemical adsorption, 
absorption or adherence to the channels and the catalyst surface increase the retention time significantly. Other gase- 
ous oxygen-binding compounds (oxygenates) or chemical compounds (S compounds, C-H-O-N-S compounds) 

35 adsorbed to the catalyst surface also promote slow combustion of soot. The soot formed in diesel engines contains 
mainly carbon, but also some hydrogen. The size of the particles forming in the combustion is usually approximately 
1 00-500 nm, in which case the contact surface with the active sites of the catalyst is usually poor. Thermal combustion 
of a soot particle under oxidation by oxygen or N0 2 is a slow heterogeneous reaction which does not have time to occur 
in a straight exhaust pipe or a normal oxidation catalyst. For this reason, according to the invention the retention time 

40 of soot in conditions in which soot can burn (>200 °C) has been increased. It would be preferable to form N0 2 as early 
as possible immediately downstream of the engine, in which case as much dine as possible is left for the combustion 
of soot and the temperature close to the engine is sufficient. According to the invention, N0 2 is usually formed in both 
of the honeycomb catalysts, in which case a honeycomb has as high an N0 2 concentration as possible in the gas phase 
and on the surfaces. Thus N0 2 is formed continuously also in situ in the same honeycomb catalysts in which soot is 

45 oxidised. In conventional diesel passenger cars, soot is in that case regenerated at relatively low driving speeds (>40- 
60 km/h), and thus the system according to the invention works even in city driving. In some cases too cold an exhaust 
gas may be a problem. Components, such as sulphates or nitrates, adsorbed to the surface of the catalyst or the hon- 
eycomb also bind soot more tightly to the honeycomb surface, and thereby the retention time of soot in the honeycomb 
is increased. With Pt catalysts, there form relatively large amounts of sulphates, which are also useful, since sulphates 

so bind water and soot to their surface. This works in particular at temperatures (<200-230 °C) at which soot is not yet oxi- 
dised, and thus particles can be bound to the honeycomb during cold phases. However, particles are accumulated 
selectively in a thin layer in contact with the catalyst surface, and thus this binding does not cause blocking of the cata- 
lyst. According to composition analyses, the particles contain large amounts of sulphate compounds and water. 
[0035] As stated above, the oxidation of soot can be promoted with compounds which most easily form a contact 

55 surface with soot. The binding and combustion of soot can be best promoted with Ce, La, Mn, V, Cr, Cu, Fe, alkali met- 
als (Na, K) and, of the noble metals, Rh. These additives can be added to the washcoat layer both dispersed in a very 
finely-divided form and as larger separate particles. Since the effect of these compounds in promoting the combustion 
of soot is relatively weak, the compounds added to the catalyst are selected according to how they bind soot more 
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tightly to their surface and at the same time somewhat promote the combustion of soot. By means of additives, the com- 
bustion temperature of soot was lowered to below 400 °C in oxygen. N0 2 and the combined effect of these catalytic 
materials also promote the combustion of soot. Therefore, the additives are preferably of such a type that they bind 
compounds of sulphur and nitrogen, which in turn bind water and soot particles. Compounds which bind stable sul- 

5 phates and/or nitrates stabilize the state of the surface with respect to the binding of water and soot. Alumina and ceria 
bind sulphates up to 400-600 °C. For example, the sulphates of Mn, Sr and Ba are stable in normal diesel exhaust gas 
conditions. The soot-binding action of the additives was more important than their actual catalytic action on the com- 
bustion of soot, since the total velocity of catalytic combustion of soot is lower than the combustion of soot under the 
effect of N0 2 . The accumulation of sulphur in these additives probably changes the soot oxidation properties of these 

10 additives. 

[0036] Diesel exhaust gases contain very small amounts of reducing agents, for which reason the attainment of 
higher NO x conversions is difficult. Conversions with a CC or CC+UF catalyst are usually approximately 5-10 % in the 
Euro 3 level vehicle test (MVEG-B). By the construction of a bypass of the CC catalyst in a CC+UF system, the total 
conversion of NO x can be improved up to a level above 15 %.The fuel enrichments proposed in previous systems ben- 
ts efit only the first catalyst, but in the second catalyst the NO x conversions are hardly improved at all. 

[0037] By the simultaneous use of after-injection and bypass of the first catalyst, the operation can be further pro- 
moted. The highest efficiency is achieved with an arrangement wherein the after-injection is directed specifically to the 
bypass channels. With Pt catalysts, the operation is promoted significantly when nitrogen oxides can be reduced in two 
separate zones even if the hydrocarbon levels are low. A bypass can provide advantage in particular when the operating 
20 windows of the first and second catalysts with respect to the exhaust gas temperature in normal driving phases are opti- 
mised. The temperature of the exhaust gas can be shifted to a suitable operating window by using a heat exchanger, 
integrated with the exhaust gas system, in which a liquid or gaseous heat transfer medium is used. With the imple- 
mented heat exchanger the temperature of exhaust gas was decreased by approximately 30-100 °C, which was suffi- 
cient to lower the temperature of the exhaust gas of a diesel engine in the EUDC phase of the MVEG cycle to the NO x 
25 operating window of Pt catalysts. 

[0038] Exhaust gas recycling (EGR) is used for decreasing NO x emissions of diesel cars by lowering the combus- 
tion chamber temperature, whereupon smaller amounts of nitrogen oxides are formed. EGR can be optimised for one 
of the options presented herein. The EGR and waste gate streams can be fitted together in a manner whereby the 
entire flow rate and the HC/NO x ratio in the catalyst blocks promote the production of low emissions of particles and 
30 NO x . 

[0039] According to the invention there are also provided methods for the purification of diesel engine exhaust 
gases. 

[0040] According to a first method, the exhaust gases are directed through a first honeycomb catalyst and thereaf- 
ter through a second honeycomb catalyst, in both of which honeycombs the nitrogen oxides present in the exhaust 

35 gases are reduced selectively, N0 2 is formed, and hydrocarbons, carbon monoxide and hydrogen are oxidised, and a 
portion of the exhaust gases is directed past the first catalyst to the second catalyst. In this method, preferably 10-50 
%, especially preferably 20-30 % of the total exhaust gas volume is directed past the first catalyst. 
[0041] According to a second method, the exhaust gases are directed through a first honeycomb catalyst and 
thereafter through a second honeycomb catalyst, in both of which honeycombs the nitrogen oxides present in the 

40 exhaust gases are reduced selectively, N0 2 is formed, and hydrocarbons, carbon monoxide and hydrogen are oxidised, 
the cell numbers of the honeycombs being selected so that the cell number of the first honeycomb catalyst is higher 
than the cell number of the second honeycomb catalyst, whereby a high conversion is attained in the combustion of soot 
and the reduction of nitrogen oxides. 

[0042] According to a third method, the exhaust gases are directed through a first honeycomb catalyst and there- 
45 after through a second honeycomb catalyst, in both of which honeycombs the nitrogen oxides present in the exhaust 
gases are reduced selectively, N0 2 is formed, and hydrocarbons, carbon monoxide and hydrogen are oxidised, at least 
one of the catalysts containing a compound which binds soot and/or sulphur oxides and/or nitrogen oxides and pro- 
motes the combustion of soot. 

[0043] The system and methods according to the invention can also be used for the purification of the exhaust 
so gases of various combustion plants or gasoline exhaust gases (lean mixture) in situations in which particles and nitro- 
gen oxides are formed simultaneously. 

[0044] The invention is described below in greater detail, with reference to the accompanying drawing, wherein 



Figure 1 depicts a diagram of one catalyst system according to the invention, 
55 Figure 2 depicts a diagram of another catalyst system according to the invention, and 
Figure 3 depicts graphically the emission results obtained with different catalyst systems. 

[0045] In Figure 1, a 4-cylinder diesel engine is indicated by reference numeral 1. This diesel engine comprises a 
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turbine 2. The exhaust gases of the diesel engine are directed via the turbine to a first honeycomb catalyst 3, which is 
in a converter of its own, and from there further to a second honeycomb catalyst 5, which is also in a converter of its 
own. A portion of the exhaust gases is directed in a turbine bypass channel 4 past the first honeycomb catalyst 3 to the 
second honeycomb catalyst 5. By this system, the emissions of CO, HC, NO x and particles in the exiting exhaust gas 

5 6 can be decreased effectively. 

[0046] Figure 2 depicts another catalyst system for the purification of the exhaust gases of a diesel engine 1 . The 
exhaust gases of the diesel engine 1 are directed via a turbine 2 to a first honeycomb catalyst 7 and from there further 
to a second honeycomb catalyst 8. The honeycombs 7 and 8 are in the same converter. A portion of the exhaust gases 
is directed in a bypass channel 4 past the first honeycomb catalyst 7 to the space 9 between the honeycombs 7 and 8. 

10 [0047] The invention is further described below with the help of examples, which relate to engine tests performed. 
[0048] The catalysts used in the examples are one- or two-catalyst converters, shown in Table 1. 



Table 1 



Catalytic converters used in the engine tests 


Converter 


Volume dm 3 


Cell density Cpsi 


Pt loading g/dm 3 


Blocks in the con- 
verter 


DC1 


1.30 


400 


2.6 


1 


DC2 


0.63 


300 


2.6 


1 


DC3 


1.30 


400 


1.5 


1 


DC4 


1.30 


400+800 


2.6 


2 


DC5 


1.30 


400 


2.6 


1 (2-layer coating) 


DC6 


1.30 


800 


2.6 


1 


DC7 


0.83 


1000 


1.5 


1 


DC8 


1.30 


400 


0.7+3.5 Pd 


1 


Cpsi=cells/in 2 



[0049] The honeycombs of the catalysts were made from metal foils coated with a washcoat. 

[0050] The washcoat used was an active support developed for Pt catalysts, having a specific surface area of over 

35 200 m 2 /g when fresh. The amount of washcoat on the metal foil surface was approximately 45-50 g/m 2 . Pt added to the 
said washcoat gave the catalysts at the same time a high activity for NO x reduction and for the formation of N0 2 from 
NO required for the oxidation of the soot. In converter DC4, there were used two blocks, the first of them having a cell 
density of 400 and the latter 800 cpsi. In DC5, a 2-layer washcoat was used in such a manner that Pt was in the lower 
coating and support containing Mn in the upper coating and DC7 had honeycombs having high cell densities (800 and 

40 1000 cpsi). The noble metal used in DC8 was the combination Pt-Pd, in which case the catalyst had a lower tendency 
to form NO2 and to reduce NO x . Oxidation activity for hydrocarbons and CO was high, but, as the final emission, non- 
desirable N0 2 was formed only in the amount required for the combustion of soot. 

Example 1 

45 

[0051] Vehicle experiment MVEG-B was carried out using three different catalysts, DC1, DC2+DC3, and 
DC2+DC3+bypass. The test vehicle was a 2.0-litre TDI passenger car (Test Car 1). DC1 was in a CC position, the oth- 
ers in CC+UF positions. The bypass was carried out in accordance with Figure 1 , in which case approximately 30 % of 
the flow bypassed the first catalyst. The emission results according to the MVEG-B cycle are shown in Table 2 and 
50 graphically in Figure 3. 



Table 2 



Converter 


THC g/km 


NO x g/km 


TPM g/km 


Note 


DC1 


0.04 


0.64 


0.10 


Reference 


DC2+DC3 


0.02 


0.53 


0.07 


Reference 
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Table 2 (continued) 



Converter 


THC g/km 


NO x g/km 


TPM g/km 


Note 


DC2+DC3+bypass 


0.03 


0.47 


0.07 


Invention 



[0052] The results show that the Euro 3 level was not reached with merely a Pt catalyst (DC1 ) in a CC position. By 
the use of a CC+UF combination it was possible to lower NO x emissions and in particular particle emissions (TPM). 
With the bypass of the first catalyst, according to the invention, NO x emissions were decreased in the CC+UF combi- 
nation by approximately 1 1 % as compared with a CC+UF combination without bypass. 

10 

Example 2 

[0053] Emission measurements corresponding to Example 1 were carried out using different catalyst combinations 
and Test Car 2, in which the exhaust gas temperatures were clearly lower than in Test Car 1 used in Example 1 . For this 
15 reason the conversions remained lower than in Example 1. No bypass was used in the experiments. Conversions (%) 
in the MVEG-B cycle with Test Car 2 are shown in Table 3. 



Table 3 



20 



25 



30 



Test 


Converter 


THC 


NO x 


PM 


Note 


1 


DC2+DC1 


50 


9 


17 


Reference 


2 


DC2+DC3 


44 


6 


22 


Reference 


3 


DC4 


54 


9 


12 


Reference 


4 


DC2+DC5 


53 


7 


20 


Invention 


5 


DC2+DC6 


60 


7 


22 


Reference 


6 


DC2+DC7 


39 


4 


18 


Reference 


7 


DC8+DC1 


60 


2 


17 


Reference 


8 


DC6+DC2 


72 


20 


30 


Invention 



35 [0054] In Test 3 the converter was in a CC position, in the others in CC+UF positions. 

[0055] A comparison of Test 1 with the others shows the effects of the different variables. The use of a lower loading 
in the second converter improved particle conversion. In Test 5, a cell number of 800 cpsi was used in the second cat- 
alyst, whereby particle conversion improved from 17 % to 22 %. Particle conversion improved over Test 1 also when a 
2-layer catalyst was used in the second catalyst (Test 4). In Test 8, the order of the Pt catalysts of Test 5 was reversed. 

40 On the basis of the results of Example 1 it can be concluded that the conversion of nitrogen oxides can be improved 
with a bypass channel in all of these cases. Particular advantage from the bypass is attained with an option in which the 
first catalyst has a high cell density. In that case the pressure losses in the first catalyst can also be regulated by means 
of the bypass. The basic pressure loss level is higher in a catalyst with a high cell density than in one with a low cell 
density. 

45 [0056] The results of Table 3 show that the best result is attained with the combination DC6+DC2 (Test 8). A highly 
effective catalyst can be accomplished by the use of the said combination. In order to optimise the concept and to 
decrease the pressure loss, it is also clearly possible to use as the first catalyst a smaller catalyst which, however, has 
a higher cell density than the second catalyst. 

50 Claims 

1 . A system for the purification of diesel engine exhaust gases, which system is maintenance-free and comprises a 
first honeycomb catalyst (3; 7) and a second honeycomb catalyst (5; 8) filled downstream of the first catalyst in the 
flow direction of the exhaust gases, characterized in that each of the honeycombs (3, 5; 7, 8) has a catalytic mate- 
55 rial active for the selective reduction of nitrogen oxides, for the formation of NG> 2 , and for the oxidation of hydrocar- 

bons, carbon monoxide and hydrogen, and that the system additionally has one or more of the following features 
by means of which the combustion of soot and the reduction of nitrogen are further improved: 
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(i) a bypass channel (4) by means of which a portion of the exhaust gases is directed past the first catalyst to 
the second catalyst, 

(ii) the cell density of the first honeycomb catalyst (3; 7) is higher than the cell density of the second honeycomb 
catalyst (5; 8), 

5 (iii) at least one of the honeycombs contains a compound which binds soot and/or sulphur oxides and/or nitro- 

gen oxides. 

2. A system according to Claim 1 comprising a bypass channel (4) by means of which a portion of the exhaust gases 
is directed past the first catalyst (3; 7) to the second catalyst (5; 8) and which is regulated according to the nitrogen 

10 oxides and the back pressure. 

3. A system according to Claim 2 wherein the bypass of the first catalyst (3; 7) is controlled and regulated by means 
of a bypass valve and bypass flow in the bypass channel of a turbine (2) in the diesel engine (1). 

15 4. A system according to any of the above claims wherein the cell density of the first honeycomb catalyst (3; 7) is 400 
or higher than 400 cells per square inch (cpsi) and that the cell density of the second honeycomb catalyst (5; 8) is 
400 or lower than 400 cpsi. 

5. A system according to any of the above claims wherein the said compound binding soot and/or sulphur oxides 
20 and/or nitrogen oxides is located as a separate layer alone or together with a binding agent on the surface of a layer 

of the active catalytic material. 

6. A system according to any of the above claims wherein the said compound binding soot and/or sulphur oxides 
and/or nitrogen oxides contains Mn, Ce, Fe, V, La, Zr, Cr, an alkali metal, Cu, Ba, Sr and/or Rh. 

25 

7. A system according to any of the above claims wherein the said compound binding soot and/or sulphur oxides 
and/or nitrogen oxides is present together with alumina, titania, silica, zeolite, or a combination thereof. 

8. A system according to any of the above claims wherein the honeycombs comprise a washcoat which has a large 
30 surface area and on which the said active catalyst material is supported. 

9. A system according to Claim 8 wherein the washcoat contains alumina, titania, silica and/or zeolite. 

10. A system according to any of the above claims wherein the active catalyst material is a noble metal, such as plati- 
35 num. palladium, rhodium, or a mixture thereof. 

1 1. A system according to any of Claims 1(i), 1(iii), 2, 3 or 5-10 wherein the cell density of the first honeycomb catalyst 
is lower than the cell density of the second honeycomb catalyst 

40 12. A system according to Claim 1 1 wherein the cell density of the first honeycomb catalyst is 400 or lower than 400 
cpsi and the cell density of the second honeycomb catalyst is 400 or higher than 400 cpsi. 

13. A method for the purification of diesel engine exhaust gases, characterized in that the exhaust gases are directed 
through a first honeycomb catalyst and thereafter through a second honeycomb catalyst, in both of which honey- 

45 combs the nitrogen oxides present in the exhaust gases are reduced selectively, N0 2 is formed, and the hydrocar- 
bons, carbon monoxide and hydrogen are oxidised, and that a portion of the exhaust gases is directed past the first 
catalyst to the second catalyst. 

14. A method according to Claim 13 wherein 10-50 %, preferably 20-30 %, of the total exhaust gas volume is directed 
so past the first catalyst. 

15. A method for the purification of diesel engine exhaust gases, characterized in that the exhaust gases are directed 
through a first honeycomb catalyst and thereafter through a second honeycomb catalyst, in both of which honey- 
combs the nitrogen oxides present in the exhaust gases are reduced selectively, N0 2 is formed, and hydrocarbons, 

55 carbon monoxide and hydrogen are oxidised, and that the cell densities of the honeycombs are selected in such a 
manner that the cell density of the first honeycomb catalyst is higher than the cell density of the second honeycomb 
catalyst, in which case the combustion of soot and the reduction of nitrogen oxides take place with a high degree 
of conversion. 
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16. A method for the purification of diesel engine exhaust gases, characterized in that the exhaust gases are directed 
through a first honeycomb catalyst and thereafter through a second honeycomb catalyst in both of which honey- 
combs the nitrogen oxides present in the exhaust gases are reduced selectively, N0 2 is formed, and hydrocarbons, 
carbon monoxide and hydrogen are oxidised, at least one of the catalysts containing a compound which binds soot 
and/or sulphur oxides and/or nitrogen oxides and promotes the combustion of soot. 
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